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(54) Pressurized fluid conduit 



(57) The invention relates to a pressurized fluid con- 
duit made from a semi-crystalline thermoplastic material 
that has a hardness of between 50 and 65 Shore D and 
a modulus at 150 °C of at least 60 MPa. Advantages of 
such a conduit are easy handling and assembling at for 
example room temperature, while still requirements re- 
garding burst-pressure and deformation at elevated op- 
erating temperatures are fulfilled. Other important ad- 
vantages include significant savings in material use and 



better vibration and noise damping. 

The invention also concerns use of a semi-crystal- 
line thermoplastic material with a hardness of between 
50 and 65 Shore D and a modulus at 150 °C of at least 
60 MPa for making a pressurized fluid conduit via an 
extrusion moulding process, and a process for making 
said conduit. 
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Description 

[0001] The invention relates to a pressurized fluid conduit made from a semi-crystalline thermoplastic material. 
[0002] Such a pressurized fluid conduit is, inter alia, known from DE-C-1 970751 8. In this patent specification acor- 

5 rugated pipe for use as a fluid line with at least one layer made from a thermoplastic polymer material is described. 
Various polymers are mentioned as suitable thermoplastic material, most of them being semi-crystalline. It is also 
possible that more than one thermoplastic material is used, for example in different layers. Polyamides and their blends 
with other polymers are stated to be preferred, because they combine suitable mechanical, chemical, and barrier 
properties and enable manufacture of a single layered pipe. 

10 [0003] Within the present application a pressurized fluid conduit is understood to include various means for conveying 
a fluid, such as air or liquids, at pressures of about 70-500 kPa, which conduit is also often operated at elevated 
temperatures, e.g. of up to 180°C. Examples of such a pressurized fluid conduit include corrugated or convoluted pipes 
or hoses, and ducts comprising at least one section with smooth wall surface and optionally at least one section with 
wall geometries that affect deflection, for example a corrugated wall, like an automobile air-duct or coolant line. A 

is corrugated wall section is understood to mean a part of the conduit in the form of a pipe or tube with a corrugated 
structure, for example a plurality of raised circumferential contours spaced at some interval from each other in the axial 
direction of the pipe. These contours can have quite different geometries, like circles, ovals, ellipses, tri- or multi-angular 
forms, etc.. Corrugations are also referred to as convolutes, both terms being used interchangeably. The advantage 
of a corrugated section is that it improves the bending flexibility of a conduit. Deflection or bending flexibility can also 

20 be made different in different bending directions by choosing corrugates of specific geometries, or non-circumferential 
corrugates. 

[0004] A disadvantage, however, of the pressurized fluid conduit known from DE-C-1 970751 8 is that, when the con- 
duit fulfils performance requirements regarding e.g. burst-pressure and deformation at elevated operating temperatures 
by optimising its wall thickness and geometry, it generally does not allow easy handling and assembling of the conduit 
25 at lower temperatures, especially at room temperature. 

[0005] The object of the invention is therefore to provide a pressurized fluid conduit that does not, or at least to a 
much lesser extent, show these disadvantages. 

[0006] This object is achieved with the pressurized fluid conduit according to the invention, wherein the thermoplastic 
material has a hardness of between 50 and 65 Shore D and a modulus at 150 °C of at least 60 MPa. 

30 [0007] Anolher advantage of the pressuri/ed fluid conduit according to the invention is that it allows significant savings 
in material use and thus in costs. Still another advantage of the pressurized fluid conduit according to the invention is 
that an automobile air-intake system comprising such an air-duct can more efficiently absorb engine vibrations after 
e.g. a cold-start, even at temperatures as low as -35°C. A further advantage is that the pressurized fluid conduit ac- 
cording to the invention results in improved noise reduction, especially in the 1 500-3200 Hz range. 

35 [0008] Preferably the pressurized fluid conduit according to the invention is made from a thermoplastic material with 
a hardness of between 52 and 63, more preferably of between 54 and 61 Shore D. The hardness according to Shore 
D is measured at room temperature with a method following the instructions of ISO 868. The advantage of a material 
with such hardness is that a good balance is offered between mechanical strength and flexibility of the conduit, espe- 
cially at ambient temperatures around room temperature. 

40 [0009] As thermoplastic material in the pressurized fluid conduit according to the invention various semi-crystalline 
materials can be used, as long as they fulfil typical requirements of the targeted application, like a sufficiently high melt 
temperature, generally above 150°C, mechanical properties and chemical and thermal resistance. Suitable thermo- 
plastics include polyamides and polyesters, and especially polyamide- and polyester-based flexible or elastomeric 
materials like block copolymers or blends with low modulus or rubbery polymers. A semi-crystalline thermoplastic 

45 material based on polyester is preferred, considering its well-balanced combination of above mentioned properties and 
low sensitivity of mechanical properties to changing humidity conditions. 

[0010] The thermoplastic material in the pressurized fluid conduit according to the invention preferably has a modulus 
of at least 70 at 150 °C, more preferably at least 80 MPa at 150 °C. The advantage of using a material with higher 
modulus at elevated temperature is that the conduit is surprisingly found to offer higher flexibility at e.g. room temper- 
so ature. Within the context of this application, modulus is understood to mean modulus in strain, as measured with a 
Dynamic Mechanical Spectrometer (DMS) on a test-sample that is dynamically elongated in a certain temperature 
range at a frequency of 1 Hz, following ASTM D5026. 

[0011] Within the automobile industry there is a continuing development towards higher temperatures being used in 
and nearthe engine. Also within the air- and fuel-control system this trend is apparent. Normal operating temperatures, 
55 for example, in an air-duct are nowadays in the range of 120-140 °C, but are moving towards 140-160 °C, with peak 
temperatures reaching 180 °C or above. This is especially the case in so-called turbocharger-ducts that are used in 
diesel engines, where operating temperatures could even exceed 160 °C in the near future. The pressurized fluid 
conduit according to the invention is therefore preferably made of a thermoplastic material that has a modulus at 1 60 
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°C of at least 50, more preferably at least 60, and even more preferably at least 70 MPa. Even more preferred, the 
pressurized fluid conduit according to the invention is made of a thermoplastic material that displays a modulus at 1 70 
°C of at least 50, more preferably at least 60, and even more preferably at least 70 MPa. 

[0012] The pressurized fluid conduit according to the invention can be made from the thermoplastic material via 
5 known melt processing steps, for example via an extrusion or co-extrusion process, optionally followed by a blow-and/ 
or suction-moulding step in order to form a desired geometry. Preferred processes include extrusion blow-moulding, 
suction blow-moulding, co-extrusion blow-moulding and sequential blow-moulding, each optionally with tube manipu- 
lation to produce more complex 3-dimensionally shaped conduits. 

[0013] In a preferred embodiment according to the invention the conduit is an extrusion blow-molded part made from 
10 a thermoplastic material of melt viscosity as measured at240°C and at shear rate 1 s _1 of between 8 and 35, preferably 
between 9 and 30 kPa.s. Such a melt viscosity measurement can for example be performed with a dynamical mechan- 
ical spectrometer using a plate/plate geometry. Depending on the melting point of the thermoplastic material the tem- 
perature of measurement may be adjusted. 

[0014] Preferably, the pressurized fluid conduit according to the invention comprises at least one section with wall 
is geometry that affects deflection, in order to further enhance bending flexibility of the conduit. Within the present appli- 
cation, a section with wall geometry that affects deflection is understood to mean a section with such wall structure 
that bending of the conduit is facilitated or restricted in a specific direction. Typical examples include sections with 
conventional circumferential corrugates of various geometries, or non-circumferential corrugates. More preferably the 
corrugated section of the conduit has corrugates of such geometries that longitudinal elongation of the conduit when 
20 operating under pressure at high operating temperature is reduced or substantially prevented; like the presence of ribs 
connecting adjacent corrugates, or a longitudinal zone wherein the corrugate is interrupted, or made substantially even 
with the surface of the pipe; as for example described in DE-C-1 97075 18. 

[0015] Other possible sections with wall geometries that affect deflection are presented in Figure 1 , which figure 
shows in perspective view schematic representations of a section of a conduit. 
25 [0016] In Figure 1a a section of a conduit is depicted, in which two opposing axial corrugates are present across 
circumferential corrugates, the surface of the axial corrugates extending above the outer surface of a smooth wall 
section of the conduit. 

[0017] In Figure 1b a similar conduit as in Fig. 1a is shown, but now the axial corrugates extend below the wall 
surface to the inside of the conduit. 
30 [0018] The conduit visualised as 1c has only some axial corrugates at two opposite surfaces, thereby allowing bend- 
ing in two opposite directions, while increasing stiffness in the other directions. 

[0019] In Figure 1d a conduit is shown that has a squeezed appearance, that is, it has two pairs of large corrugates 
that facilitate bending in two opposite directions, but reduce deflection in the other directions. 
[0020] Figure 1e and 1f show conduit sections with a plurality of circular and triangular grids, respectively, recessing 
35 from the wall surfaces. The smooth wall sections can be considered as connected via a plurality of paths. These 
geometries have surprisingly been found to enable a conduit that shows improved bending flexibility in all directions 
and that still shows substantially no longitudinal elongation when under pressure. 

[0021] In a specially preferred embodiment the pressurized fluid conduit according to the invention is an automobile 
air-duct, e.g. comprising a first tubular pipe section, a section with wall geometry that affects deflection, for example a 
40 corrugated section, and a second tubular section. Preferably the corrugated section of this air-duct has corrugations 
of such geometries that substantially prevent longitudinal elongation of the conduit when operating under pressure at 
high operating temperature. 

[0022] In a preferred embodiment according to the invention, the pressurized fluid conduit is made from a thermo- 
plastic block copolyester elastomer, more preferably from a block copolyether ester elastomer. 

45 [0023] A pressurized fluid conduit made from a thermoplastic copolyether ester elastomer, which conduit has a cor- 
rugated section of a design similar to the corrugated pipe known from DE-C-1 970751 8, has been mentioned in US-A- 
6056018, but no details whatsoever as to composition or properties of the copolyether ester are given. 
[0024] A block copolyester contains soft blocks of a flexible polymer and semi-crystalline polyester hard blocks. A 
block copolymer or block is also being referred to as segmented copolymer or segment, respectively. 

so [0025] The hard polyester blocks in the block copolyester are built up of repeating units derived from at least one 
alkylene diol and at least one aromatic dicarboxylic acid or an ester thereof. The alkylene diol contains generally 2-6 
C-atoms, preferably 2-4 C-atoms. Examples thereof include ethylene glycol, propylene diol and butylene diol. Prefer- 
ably propylene diol or butylene diol is used, more preferably 1 ,4-butylene diol. Examples of suitable aromatic dicarbo- 
xylic acids include terephthalic acid, 1 ,4-naphthalene dicarboxylic acid, or 4,4'-biphenyl dicarboxylic acid. The hard 

55 segments may optionally also contain a minor amount of units derived from other dicarboxylic acids, for example 
isophthalic acid, which generally lowers the melting point of the polyester. The amount of other dicarboxylic acids is 
preferably limited to ensure that, among other things, the crystallization behaviour of the block copolyester is not ad- 
versely affected. The hard block is preferably based on polyethylene terephthalate, polypropylene terephthalate, and 
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in particular on polybutylene terephthalate. The advantages thereof include favourable crystallisation behaviour and 
a high melting point, resulting in semi-crystalline block copolyesters with good processing properties and excellent 
thermal and chemical resistance. 

[0026] The soft blocks in the block copolyester contain a flexible polymer; that is a substantially amorphous polymer 
5 with a low glass-transition temperature (T g ) and low stiffness. Preferably the T g is below 0 °C, more preferably 
below — 20, and most preferably below — 40 °C. In principle various different polymers can be used as soft block, 
suitable examples are aliphatic polyethers, aliphatic polyesters, or aliphatic polycarbonates. The molar mass of the 
blocks may vary within a wide range, but preferably the molar mass is chosen between 400 and 6000, more preferably 
between 500 and 4000g/mol. 

10 [0027] An example of a suitable aliphatic polyether is a poly(alkylene oxide)diol derived from an alkylene oxide of 
2-6 C-atoms, preferably 2-4 C-atoms, or combinations thereof. Examples include poly(ethylene oxide)diol, polybuty- 
lene oxide)diol, polypropylene oxide)diol en ethylene oxide-terminated polypropylene oxide)diol. The ratio of soft to 
hard blocks in the block copolyester may vary between wide limits, but is chosen such that a block copolyester of 
desired hardness is obtained. The hardness can generally be between about 20 and 80 Shore D, but for use in a 

15 pressurized fluid conduit according to the invention a hardness range of 50-65 Shore D is selected. 

[0028] The block copolyester may also contain a compound with two or more functional groups that can react with 
an acid- or hydroxyl-group, acting as chain extension or chain branching agent, respectively. Examples of suitable 
chain extension agents include diisocyanates and bisepoxides. Suitable chain branching agents include e.g. trimellitic 
acid, trimellitic acid anhydride and trimethylol propane. The amount and type of chain extension or branching agent is 

20 chosen such that a block copolyester of desirable melt viscosity is obtained. In general, the amount of a chain branching 
agent will not be higher than 6.0 equivalents per 1 00 moles of dicarboxylic acids presenting the block copolymer. Chain 
branching agents are particularly useful for making block copolyesters of a viscosity level that is useful for processing 
techniques like extrusion blow-moulding. 

[0029] The block copolyester may further contain customary additives, like stabilisers, anti-oxidants, colorants, 
25 processing aids or flame retarding compounds. Preferably the block copolyether ester contains a stabilisation and anti- 
oxidant package, which ensures that the material can withstand exposure to hot air during prolonged times; e.g. such 
that a test specimen shows a residual tensile elongation at break of over 1 00% after ageing during 1 000 hours at 1 50 
°C in an air-circulation oven. 

[0030] Examples and preparation of block copolyesters and their properties are for example described in Handbook 
30 of Thermoplastics, ed. O.OIabishi, Chapter 1 7, Marcel Dekker Inc., New York 1 997, ISBN 0-8247-9797-3, in Thermo- 
plastic Elastomers, 2nd Ed, Chapter 8, Carl HanserVerlag (1996), ISBN 1-56990-205-4, in Encyclopedia of Polymer 
Science and Engineering, Vol. 12, Wiley & Sons, New York (1988), ISBN 0-471-80944, p.75-117, and the references 
cited therein. 

[0031] Particularly preferred as material from which the pressurized fluid conduit is made is a block copolyether ester 
35 with hard blocks based on polybutylene terephthalate and soft blocks based on poly(butylene oxide)diol, polypropylene 
oxide)diol or ethylene oxide-terminated polypropylene oxidejdiol. Preferably the molar mass of this soft block is 1 000 
g/mol or higher. The advantage thereof is a block copolyether ester with a combination of favourable low temperature 
flexibility and a melting point of above 1 80 °C, or even above 200 "C Even more preferred is a block copolyether ester 
containing a soft block based on polypropylene oxide)diol, especially an ethylene oxide-terminated polypropylene 
40 oxide)diol of molar mass of 1 000 g/mol or higher. The ratio between the number of propylene oxide and ethylene oxide 
units in such a polyether may vary within a wide range, for example between 20:1 and 1 :6, preferably between 10:1 
and 1:1. The advantage of such a block copolyester is a well balanced properties profile, combining low temperature 
flexibility with good mechanical strength, that remains at an acceptable level up to temperatures close to 200 °C. In 
addition, with a proper stabilisation/anti-oxidant system added, such material still shows sufficient mechanical proper- 
45 ties after heat-ageing at 150 °C during 1000 hours. 

[0032] The invention also relates to the use of a semi-crystalline thermoplastic material with a hardness of between 
50 and 65 Shore D and a modulus at 150 °C of at least 60 MPa for making a pressurized fluid conduit via an extrusion 
(blow) moulding process, for the reasons given above. 

[0033] Preferably, this use concerns a semi-crystalline thermoplastic material, especially a polyester-based material, 

so of further characteristics as described and explained above. 

[0034] The invention further relates to a process for making a pressurized fluid conduit via an extrusion blow moulding 
process, wherein a semi-crystalline thermoplastic with a hardness of between 50 and 65 Shore D is used. 
[0035] In known processes polyamide-or polyester-based compositions are used. Disadvantages of polyamide- 
based compositions include their tendency to absorb water, resulting in change of mechanical properties. Disadvan- 

55 tages of polyamide- or polyester-based flexible blends with a low modulus or elastomeric polymer, include their process- 
ing behaviour in extrusion moulding, for example problematic die-swell phenomena and difficult formability of an ex- 
truded parison. 

[0036] The object of the invention is therefore to provide a process for making a pressurized fluid conduit that does 



EP1 267111 A1 



not, or at least to a much lesser extent, show these disadvantages. 

[0037] This object is achieved with a process, wherein a block copolyester, especially a block copolyether ester, with 
a hardness of between 50 and 65 Shore D and a modulus at 150 °C of at least 60 MPa is used. 
[0038] Preferably, the process uses a block copolyester of further characteristics as described and explained above. 
5 [0039] The invention will now be further elucidated by the following examples and comparative experiments. 

Materials 

[0040] Arnitel® P-X6313 and P-X6400 (DSM Engineering Plastics, NL) are heat-stabilised block copolyester elas- 
10 tomers of hardness 57 Shore D, based on polybutylene terephthalate hard blocks, and ethylene oxide-terminated poly 
(propylene oxide)diol, comprising about 30 mass% of ethylene oxide soft blocks. 

[0041] Hytrel® HTR4275 (DuPont de Nemours and Co., CH) is a heat-stabilised block copolyether ester of hardness 
55 Shore D, and is based on poly(butyleneterephthalate-co-butyleneisophthalate) hard blocks and poly(butylene oxide) 
diol soft blocks. 

15 [0042] Hardness according to Shore D was measured on asamplefollowing the instructions of ISO 868. Melt viscosity 
was measured with a Rheometrics RMS-800 apparatus at 240 °C after a residence time of about 15 minutes, using a 
dynamic operating mode with frequency sweep and a disk and plate geometry. Tensile moduli (or moduli determined 
in strain) at different temperatures were determined using a Rheometrics RSA-II DMS at a frequency of 1 Hz and 
heating rate of 5 °C/min on samples of about 2.0 mm width, 0.09 mm thickness and length between clamps of about 

20 21 .8 mm, which method follows ASTM D5026. 

[0043] Some relevant material properties are given in Table 1 . P-X6400 is of the same composition and properties 
as P-X6313, but has melt viscosity 26.0 kPa.s (at 240°C and 1 s" 1 ). 



Table 1 



Material 


hardness 


melt viscosity 


modulus (in strain) 


at240°C; 1 rad.s" 1 


at150°C 


at 1 60 °C 


at 1 70 °C 




(Shoro D) 


(kPa.s) 


(MPa) 


(MPa) 


(MPa) 


P-X6313 


57 


9.7 


88 


78 


67 


HTR4275 


55 


20.0 


35 


27 


20 



Example I 

35 [0044] P-X631 3 was used to produce a virtually V-shaped air-duct of about 1 50 cm length and having two corrugated 
sections, via a suction blow-moulding technique on a Milacron machine. Temperature settings were about 225-235 °C 
(from hopper to nozzle), resulting in a melt temperature of about 225 °C. Air-ducts with different wall thickness were 
made, such that the air-duct would resist a minimum pressure of 450 kPa in a burst-pressure test performed at 150 
°C. As is shown in Table 2 an air-duct with part weight of about 445 gram easily passed this burst-pressure test. The 

40 bending flexibility of this air-duct, as judged from manual deformation to mimic handling and mounting in practice, was 
found to be significantly higher than the duct of Comparative experiment A, while the measured burst-pressure was 
even 12 % higher. In addition, significant saving in material use compared to the state of the art was possible. 

Comparative experiment A 

[0045] The material HTR4275 was used to produce the same air-duct of Example I under similar conditions. In order 
to withstand a minimum pressure of 450 kPa in a burst-pressure test performed at 150 °C, the wall thickness of the 
air-duct had to be chosen such that a part weight of 585 gram resulted. 

so Table 2. 





Material 


Part weight 


Burst-pressure at 
150 °C 


Air-duct flexibility at 
room temperature 


Relative weight 
saving 


(gram) 


(kPa) 


(%) 


Comp. Exp. A 


HTR4275 


585 


465 


insufficient 




Example I 


P-X6313 


445 


520 


excellent 


24 
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Example II 

[0046] P-X6400 was used to produce a J-like shaped air-duct of about 50 cm length and having one corrugated 
section, via a 3-D manipulated blow-moulding technique on a Fischer W. Muller machine. Temperature settings were 

5 about 225-235 °C (from hopperto nozzle), resulting in a melt temperature of about 230 °C. Air-ducts with different wall 
thickness were made, such that the air-duct would resist a deformation test, wherein no collapsing of the duct should 
occur when the inside of the air-duct is kept at a pressure that is 20 kPa lower than the pressure outside at 1 45 °C. It 
was found that an air-duct with part weight of about 269 gram or higher passed this test. The bending flexibility of such 
an air-duct was found to be markedly higher than the duct of Comparative experiment B, and saving in material use 

10 amounted to over 26 %. 

Comparative experiment B 

[0047] The material HTR4275 was used to produce a same air-duct as in Example II under similar conditions. In 
is order to pass the indicated deformation test, the wall thickness of the air-duct had to be at least such that a part weight 
of 365 gram resulted. 



Claims 

20 

I . Pressurized fluid conduit made from a semi-crystalline thermoplastic material, characterised in that the thermo- 
plastic material has a hardness of between 50 and 65 Shore D and a modulus at 150 °C of at least 60 MPa, as 
measured with DMS on a test-sample dynamically elongated at 1 Hz, following ASTM D5026. 

25 2. Pressurized fluid conduit according to claim 1 , wherein the thermoplastic material has a hardness of between 52 
and 63 Shore D. 

3. Pressurized fluid conduit according to any one of claims 1 -2, wherein the thermoplastic material has a modulus at 
1 60 °C of at least 60. 

4. Pressurized fluid conduit according to any one of claims 1-3, wherein the conduit is an extrusion blow-moulded 
part and the thermoplastic material displays a melt viscosity, as measured at 240 °C and at shear rate 1 s _1 , of 
between 9 and 30 kPa.s. 

35 5. Pressurized fluid conduit according to any one of claims 1 -4, wherein the conduit comprises at least one section 
with wall geometries, like corrugations or convolutes, which affects deflection of the conduit. 

6. Pressurized fluid conduit according to any one of claims 1-5, wherein the conduit is an automobile air-duct. 

40 7. Pressurized fluid conduit according to any one of claims 1-6, wherein the thermoplastic material is a block copol- 
y ester. 

8. Pressurized fluid conduit according to claim 7, wherein the block copolyester is a block copolyether ester. 

45 9. Pressurized fluid conduit according to claim 7 or 8, wherein the block copolyester contains polybutylene tereph- 
thalate as hard blocks. 

10. Pressurized fluid conduit according to any one of claims 8-9, wherein the block copolyether ester contains a poly 
(propylene oxide)diol. 

50 

II. Pressurized fluid conduit according to any one of claims 8-10, wherein the block copolyether ester contains poly- 
butylene terephthalate as hard blocks and a poly(propylene oxide)diol, optionally ethylene oxide-terminated, as 
soft blocks. 

55 12. Use of a semi-crystalline thermoplastic material with a hardness of between 50 and 65 Shore D and a modulus at 
150 °Cof at least 60 MPa, as measured with DMS on a test-sample dynamically elongated at 1Hz, following ASTM 
D5026, for making a pressurized fluid conduit via an extrusion moulding process. 
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13. Use according to claim 12, wherein the thermoplastic material has characteristics as defined in claims 2-4 or 7-11 . 

14. Use according to any one of claims 12-13, wherein the conduit is an automobile air-duct. 

5 15. Process for making a pressurized fluid conduit via an extrusion blow moulding process, characterized in that a 
block copolyesterwith a hardness of between 50 and 65 Shore D and a modulus at 150 °C of at least 60 MPa, as 
measured with DMS on a test-sample dynamically elongated at 1 Hz following ASTM D5026, is used. 

16. Process according to claim 15, wherein the block copolyester is a thermoplastic material with characteristics as 
10 defined in claims 2-4 or 8-11 . 

17. Process according to any one of claims 15-16, wherein the conduit is an automobile air-duct. 
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1e 

Fig. 1 
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